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(54) THERMOPLASTIC-COATED AMMONIUM POLYPHOSPHATE AND PROCESS FOR THE 
PREPARATION THEREOF 

(57) Thermoplastic resin-coated ammonium 
polyphosphate comprises a core material which com- 
prises ammonium polyphosphate and a thermosetting 
resin, a melamine monomer or a surface-treating agent; 
and a coating layer of a thermoplastic resin which cov- 
ers the core material. The thermoplastic resin-coated 
ammonium polyphosphate is excellent in water resist- 
ance, resistance to acids, resistance to alkalis, resist- 
ance to ions and resistance to organic solvents and if it 
is incorporated into a resin composition as a component 
of a flame retardarrt used therein and the composition is 
formed into a molded article, the resulting article does 
not show any marked reduction of its mechanical 
strength. 
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Description 

Technical Fi^itf 

5 [0001 ] The present invention relates to thermoplastic resin-coated ammonium polyphosphate which comprises a core 
material comprising ammonium polyphosphate and, for instance, a thermosetting resin, a melamine monomer or a sur- 
face-treating agent; and a particular thermoplastic resin covering the core material, a process for producing the coated 
ammonium polyphosphate and a flame retardant containing the same. More specifically, the present invention pertains 
to thermoplastic resin-coated ammonium polyphosphate which comprises a core material obtained by encapsulating, 

10 modifying or surface-treating ammonium polyphosphate with, for instance, a thermosetting resin, a melamine monomer 
or a surface-treating agent, or obtained by mixing ammonium polyphosphate with a melamine monomer; and a thermo- 
plastic resin prepared by polymerizing a monomer having a plurality of specific functional groups and capable of under- 
going two- or three-dimensional cross-linking reaction, as well as a process for producing the coated ammonium 
polyphosphate and aflame retardant containing the same. 

15 

Background Art 

[0002] Heretofore, ammonium polyphosphate has been used and added to paper, wood, synthetic resins or the like 
as a component for a flame retardant used therein. However, ammonium polyphosphate is water-soluble by nature and 

20 therefore, has such characteristic properties that it is highly susceptible to hydrolysis under a high temperature condi- 
tion. A resin composition in which such un-treated ammonium polyphosphate is blended or an article obtained by mold- 
ing the resin composition is also inferior in water resistance due to the water-solubility of ammonium polyphosphate and 
is limited in the practical applications. Moreover, the un-treated ammonium polyphosphate is insufficient in the affinity 
for synthetic resins and accordingly, the molded article obtained using a resin composition to which the ammonium 

25 polyphosphate is added as a component for a flame retardant suffers from a problem in that the mechanical strength, 
appearance or the like of the molded article are largely impaired due to the presence of the polyphosphate. 
[0003] To eliminate the drawbacks peculiar to the ammonium polyphosphate, there have been some proposals. 
Ammonium polyphosphate which is subjected to coating or encapsulation with a thermosetting resin is disclosed in, for 
instance, U.S. Patent Nos. 4,467,056, 4,347,334 and 4,514,328; Japanese Examined Patent Publication (hereinafter 

30 referred to as UP. KOKOKIT) Nos. Hei 4-20944 and Hei 4-55625; and Japanese Un-Examined Patent Publication 
(hereinafter referred to as "J.P. KDKAP) Nos. Sho 61-98719, Sho 61-98721, Sho 61-98722, Sho 61-101514, Hei 6- 
24719 and Hei 7-277713. In addition, ammonium polyphosphate which is treated, coated or modified with a melamine 
monomer is disclosed in J.R KOKOKU Nos. Sho 52-39930, Sho 53-15478 and Hei 5-50536; U.S. Patent No. 4,515,632; 
and Registered Japanese Patent No. 2.598,742. J.P. KOKAI No. Hei 3-131508 and PCT No. 9,208,758 disclose ammo- 

35 nium polyphosphate coated with a silicone resin. U.S. Patent Nos. 5,071 ,901 , 5,109,037, 5,162,418 and 5,164,437 dis- 
close ammonium polyphosphate which is treated with a surface-treating agent. 

[0004] However, all of the ammonium polyphosphate products produced according to the processes disclosed in the 
aforementioned prior arts suffer from problems in that they are insufficient in the affinity for thermoplastic resins and dis- 
persibility therein and that the articles obtained by molding the compositions prepared by blending the products into res- 
40 ins have considerably reduced mechanical strength. In order for eliminating these problems, a halogen-free flame 
retardant which is coated with or encapsulated in a thermoplastic resin has recently been proposed in J.P. KOKAI Nos. 
Hei 9-40876 and Hei 9-13037. 

[0005] However, the halogen-free flame retardant which is coated with a thermoplastic resin according to the process 
disclosed in these patents suffers from problems in that it is still insufficient in the chemical resistance such as acids. 
45 alkalis and organic solvents and that rf the core material comprises ammonium polyphosphate, the flame retardant is 
not improved even in its water resistance. 

[0006] The inventors of this invention have conducted various studies to obtain ammonium polyphosphate which is 
excellent in water resistance, resistance to acids, resistance to alkalis, resistance to ions and resistance to organic sol- 
vents and which can provide an article whose mechanical strength is not impaired to a considerable extent, when a 

so composition is prepared by blending ammonium polyphosphate into a thermoplastic resin as a component of a flame 
retardant used therein and then molded into the article. As a result, the inventors have found out that the foregoing prob- 
lems can be solved by providing a substance which comprises a specific core material containing such ammonium 
polyphosphate and a thermoplastic resin coating the core material, in particular, a coating layer of a thermoplastic resin 
consisting of a cross-finked polymer of a specific monomer having, in the molecule, 1 to 5 groups each carrying polym- 

55 erizable double bond and have completed the present invention on the basis of the foregoing finding. 

[0007] As will be clear from the foregoing, an object of the present invention is to provide a substance mainly com- 
prising ammonium polyphosphate, which is excellent in water resistance and chemical resistance, which can provide 
an resin molded article whose mechanical strength is not impaired to a considerable extent by blending ammonium 
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polyphosphate into a thermosetting or thermoplastic resin as a component of a flame retardant used therein and which 
has a high hygroscopicity-controlling effect, as well as a process for producing the same and a flame retardant contain- 
ing the same. 



Disclosure of the Inve 



11 '.Mi 



[0008] The thermoplastic resin-coated ammonium polyphosphate according to the present invention is characterized 
in that it comprises a core material comprising ammonium polyphosphate and. for instance, a thermosetting resin, a 
melamine monomer or a surface-treating agent; and a coating layer of a thermoplastic resin covering the core material. 
[0009] In the thermoplastic resin-coated ammonium polyphosphate of the present invention, the foregoing thermo- 
plastic resin is desirably a member selected from the group consisting of homopolymers of a monomer represented by 
the following general formula 1 which has. in the molecule, 2 to 5 double bonds capable of undergoing polymerization; 
copolymers of at least two of these monomers represented by the general formula 1 ; copolymers of at least one mon- 
omer represented by the following general formula 1 with at least one monomer represented by the following general 
formula 2; or a mixture of these resins: 

* 

Ri RJ 

\ / 



c=c 

/ \ 

R 2 R4 



.1 



(in the formula 1 . R<| . R 2 and R 3 may be the same or different from one another and each represents a member 
selected from the group consisting of a hydrogen atom, halogen atoms, cyano groups, cyanoalkyl groups having 1 to 8 
carbon atoms, carboxyl groups, alkyt groups having 1 to 10 carbon atoms, alkyl ether groups having 2 to 15 carbon 
atoms, aminoalkyl groups having 1 to 10 carbon atoms, alkenyl groups having 2 to 12 carbon atoms, alkynyl groups 
having 2 to 12 caitoon atoms, alkyl ester groups having 2 to 18 carbon atoms and alkoxy groups having 1 to 14 carbon 
atoms, with a proviso that if one of the groups R 1 , R 2 and R 3 is a carboxyl group or an alkyl ester group having 2 to 1 8 
carbon atoms, the other groups represent groups different from the former and R 4 represents a group represented by 
the following general formula 3 or 4); 

R 8 Rio 

>-< 

R * R " ...2 



On the formula 2, R 8 , R 9 , R 10 and Rn are the same or different from each other and each represents a member 
selected from the group consisting of a hydrogen atom, halogen atoms, cyano groups, cyanoalkyl groups having 1 to 8 
carbon atoms, carboxyl groups, alkyl groups having 1 to 10 carbon atoms, alkyl ether groups having 2 to 15 carbon 
atoms, aminoalkyl groups having 1 to 10 carbon atoms, aromatic groups having 6 to 32 carbon atoms and alkyl ester 
groups having 2 to 18 carbon atoms, provided that if one of the groups R 8 , R9, R10 and Rn is a carboxyl group or an 
alkyl ester group having 2 to 18 carbon atoms, the other groups represent groups different from the former); 




R3 R 2 



(in the formula 3, Ri and R 2 are the same as those defined abov in connection with the general formula 1, 
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respectively and R 5 is a group represented by the following general formula 5. 6, 7 or 8); 




5 



R 3 



R 2 



• • • 4 



w 



(in the formula 4, R 1( R 2 and R 3 are the same as those defined above in connection with the gneral formula 1, 
respectively); 



15 



20 




(in the formula 5, R§ and R 7 are the same or different from one another and each represents a member selected 
25 from the group consisting of a hydrogen atom, halogen atoms, cyano groups, cyanoalkyl groups having 1 to 8 carbon 
atoms, aminoalkyl groups having 1 to 10 carbon atoms, aromatic groups having 6 to 32 carbon atoms and those repre- 
sented by the foregoing general formula 3 or 4 and p is a numeral ranging from 1 to 12); 



35 



30 




(in the formula 6, R6 and R 7 and p are the same as those defined above in connection with the formula 5, respec 



40 tively); 



-Ar- 



7 



(in the formula 7, Ar represents an aromatic group having 6 to 32 carbon atoms); 



45 




*4 



50 
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(in the formula 8, R 4 is the same as that defined above in connection with the general formula 3). 
[001 0] In the thermoplastic resin-coated ammonium polyphosphate according to the present invention, the foregoing 
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thermoplastic resin is desirably used in an amount ranging from 1 to 40 parts by weight per 100 parts by weight of the 
core material. 

[0011] In addition, if the thermoplastic resin is a homopolymer of a monomer represented by the foregoing general 
formula 1 ; a copolymer of these monomers; or a copolymer of a monomer represented by the general formula 1 with a 
monomer represented by the general formula 2, the monomer of Formula 1 is desirably a conjugated diene or non-con- 
jugated diene monomer having two polymerizable double bonds. 

[0012] As the core materials suitably used in the present invention, there may be listed, for instance, ammonium 
polyphosphate coated with or encapsulated in a thermosetting resin. Examples of such thermoplastic resins are mela- 
mine resins, modified melamine resins, guanamine resins, epoxy resins, phenolic resins, urethane resins, urea resins 
and silicone resins, which may be used alone or in any combination of at least two of them. 
[001 3] In addition to the foregoing, examples of core materials usable in the present invention further include ammo- 
nium polyphosphate coated or modified with a melamine monomer; and surface-treated ammonium polyphosphate 
comprising ammonium polyphosphate and a surface-treating agent adhered to, adsorbed or absorbed on or added 
(adduct) to the surface of the ammonium polyphosphate. Examples of the surface-treating agents of this type include 
saturated or unsaturated fatty acids having 6 to 25 carbon atoms, metal salts of saturated or unsaturated fatty acids 
having 6 to 25 carbon atoms, silane coupling agents, titanate coupling agents, aluminate coupling agents, anionic sur- 
factants, cationic surfactants, nonionic surfactants, amphoteric surfactants, fluorine atom-containing surfactants and 
mixture thereof, which may be used alone or in any combination of at least two of them. 

[0014] In the thermoplastic resin-coated ammonium polyphosphate of the present invention, the ammonium 
polyphosphate desirably comprises phosphorus atoms in an amount ranging from 20 to 31% by weight. 
[0015] In addition, the thermoplastic resin-coated ammonium polyphosphate of the present invention is desirably in 
the form of fine particles having an average particle size ranging from 0.1 to 50 um and preferably 5 to 30 jun. 
[0016] The process for producing the foregoing thermoplastic resin-coated ammonium polyphosphate according to 
the present invention is characterized in that a monomer represented by the foregoing Formula 1 and a monomer rep- 
resented by the foregoing Formula 2 as an optional component are polymerized on the surface of a core material which 
comprises ammonium polyphosphate and, for instance, a thermosetting resin, a melamine monomer or a surface-treat- 
ing agent, in the presence of a catalyst and in the presence or absence of a reaction solvent. 
[0017] In the process of the present invention, the temperature of the polymerization reaction of the foregoing mono- 
mers desirably ranges from 20 to 150°C. 

[0018] More specifically, in the process for producing the thermoplastic resin-coated ammonium polyphosphate 
according to the present invention, the polymerization reaction is desirably carried out by introducing a core material 
and, per 100 parts by weight of the core material, 0.1 to 40 parts by weight of a monomer of the general formula 1, 0.1 
to 39.9 parts by weight of an optional monomer of the general formula 2, 0. 1 to 10 parts by weight of a catalyst and a 
reaction solvent in a reactor, and then reacting these ingredients at a temperature ranging from 20 to 150°C for 0.5 to 
50 hours. 

[001 9] The flame retardant according to the present invention is characterized in that it comprises the thermoplastic 
resin-coated ammonium polyphosphate as set forth in claim 1 as an effective component 

9ret Mode for Carrying Out the Invention 

[0020] The thermoplastic resin-coated ammonium polyphosphate according to the present invention comprises a 
core material which comprises ammonium polyphosphate, and a thermosetting resin, a melamine monomer or a sur- 
face-treating agent; and a coating layer of a thermoplastic resin. 

[0021 ] In the core material used in the present invention, the component other than ammonium polyphosphate (here- 
inafter sometimes referred to as "secondary component") serves to control the water-solubility of ammonium polyphos- 
phate and/or to improve the adhesion of the polyphosphate to the coating layer of the thermoplastic resin. Therefore, it 
is sufficient that the secondary component is present at least on the surface of the core material. In other words, the 
secondary component is present on both the surface and interior of the polyphosphate or only on the surface of the 
polyphosphate. 

[0022] In such a core material, the secondary component and ammonium polyphosphate may be present as a reac- 
tion product of these two components or a mixture thereof; a coated material obtained by coating the latter with the 
former or a material obtained by encapsulating the latter with the former; or a material obtained by adhering the former 
to the latter, or by adsorbing or absorbing the former on the latter; or in the form of an adduct thereof. In such a core 
material, ammonium polyphosphate can be made water-insoluble, hardly soluble in water, hydrophobic or water repel- 
lent, depending on the properties and the form of existence of the secondary component. 

[0023] Examples of such core materials include mixed ammonium polyphosphate in which ammonium polyphosphate 
and a melamine monomer, a triazine derivative such as melamine phosphate are uniformly admixed together; coated 
ammonium polyphosphate in which ammonium polyphosphate is coated with or encapsulated in a triazine derivative; 
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adsorbed ammonium polyphosphate which carries a triazine derivative adsorbed or absorbed on the surface thereof; 
hardly water-soluble ammonium polyphosphate which is a partial reaction product obtained by partially reacting the 
ammonium polyphosphate with a triazine derivative on the surface of the former; water-insoluble ammonium polyphos- 
phate in which the polyphosphate is coated with or encapsulated in a thermosetting resin; and hydrophobic or water- 
repellent ammonium polyphosphate in which a surface-treating agent, a surfactant or a coupling agent is adsorbed or 
absorbed on the surface of the polyphosphate. 

[0024] It is desirable that such a secondary component be in general used in an amount ranging from 2 to 40% by 
weight preferably 3 to 20% by weight and more preferably 5 to 15% by weight on the basis of the total amount of the 
core material. 

[0025] In this respect, ammonium polyphosphate as a principal component of the core material desirably contains 
phosphorus atoms in a content ranging from 20 to 31% by weight, preferably 25 to 30% by weight and more preferably 
27 to 29% by weight (the phosphorus atom content of pure ammonium polyphosphate is about 32% by weight). 
[0026] Examples of the thermosetting resins used for the preparation of the foregoing coated ammonium polyphos- 
phate include melamine resins, modified melamine resins, guanamine resins, epoxy resins, phenolic resins, urethane 
resins, urea resins and silicone resins, which may be used alone or in combination. 

[0027] Such coated ammonium polyphosphate may be prepared by a wet curing method wherein un-treated ammo- 
nium polyphosphate and an epoxy resin, urethane resin, phenolic resin, aikyd resin, urea resin, melamine resin, sili- 
cone resin or a mixture of at least two of them in the uncured state are introduced into a reactor and then cured with 
heating in water, an organic solvent or a mixed solvent thereof. 

[0028] In addition to the foregoing method, the coated ammonium polyphosphate may likewise be prepared by any 
known method such as an in-situ polymerization method which comprises the steps of supplying, to a reactor, ammo- 
nium polyphosphate and a poiymerizable monomer as polymerization components as well as a polymerization catalyst 
and then encapsulating ammonium polyphosphate with the polymer of the monomer component while establishing 
such polymerization conditions that a thermosetting resin is formed on the particle surface of the polyphosphate to thus 
uniformly cover the particles; an interfacial polymerization method which comprises the steps of separately dissolving 
two kinds of reactive components in respective two kinds of solvents which are not misciWe with one another and bring- 
ing the resulting two solutions into contact with one another to thus form film-like thermosetting resin at the interface 
formed between these two liquid phases; a coacervation method which makes use of such a phenomenon (liquid-liquid 
phase separation) that in a resin/good soivent/non-solvent system, a phase rich in the thermosetting resin is separated 
from the solvent system; a spray-drying method which comprises the steps of spraying a stock solution of a thermoset- 
ting resin on fine particles of ammonium polyphosphate to thus encapsulate the polyphosphate particles with the ther- 
mosetting resin, bringing the encapsulated particles into contact with hot air to thus cure the resin and to simultaneously 
dry the particles through evaporation of the volatile components; and a hybridization method which comprises the steps 
of applying a mechanical and/or thermal energy mainly comprising an impact force onto raw resin particles and then 
fixing the particles to the surface of ammonium polyphosphate particles or encapsulating the polyphosphate particles 
within the resin particles. 

[0029] In this regard, the surface-treating agent is suitably a compound which can not only impart hydrophobicity and 
water-repellency to ammonium polyphosphate particles, but also introduce functional groups into the surface of the 
ammonium polyphosphate particles to thus make stronger the interaction between the coating film and ammonium 
polyphosphate as the principal component of the core material and to impart high adhesion thereto in the subsequent 
process for thermoplastic resin-coating. 

[0030] Examples of such surface-treating agents include higher fatty acids, coupling agents and surfactants. 
[0031] More specifically, examples of higher fatty acids are lauric acid, myristic acid, palmitic acid, stearic acid, oleic 
acid and behenic acid. 

[0032] Examples of preferred coupling agents are those listed below: 

Silane coupling agents represented by the general formula: Xq SiY^ (wherein q is a numeral ranging from 1 to 2; 
X may be the same or different when a plurality of Xs are present and each represents a hydrolyzable group such 
as CH3O-, C2H5O-, CH3OCH2CH2O- or CI-; and Y may be the same or different when a plurality of Ys are present 
and each represents an alkyl group having 1 to 20, preferably 1 to 12 carbon atoms, a vinyl group, an aminoalkyl 
group having 3 to 6 carbon atoms, a glycidoxy alkyl group having 5 to 9 carbon atoms, a methacryloxy alkyl group 
having 5 to 1 0 carbon atoms, a vinylbenzyl group-conatining group, a chloroaikyl group having 2 to 6 carbon atoms 
or an epoxy cyclohexyl ethyl group); 

Four- to six-coordinated titanate type coupling agents such as isopropyt triisostearoyl titanate, isopropyl tris(dioc- 
tylpyrophosphate) titanate, isopropyl tri(N-aminoethylaminoethyl) titanate, tetraoctyl bis(di-tridecylphosphite) titan- 
ate, tetra(2,2-diallyloxymethyl-1-butyl)-bis(di-tridecyl) phosphite titanate, bis(dioctylpyrophosphate) oxyacetate 
titanate, bis(dioctylpyrophosphate) ethylene titanate, isopropyl trioctanoyl titanate, isopropyl dimethacryl iso- 
stearoyl titanat , isopropyl tridodecyl benzenesuKonyl titanate, isopropyl isostearoyl diacryl titanate, isopropyl 
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tri(dioctyiphosphate) titanate, isopropyl tricumylphenyl titanate and tetraisopropyl bis(dioctylphosphite) titanate; 

Aluminate type coupling agents such as acetoalkoxy aluminum diisopropylate, alkoxy aluminum diisopropylate and 
alkoxy aluminum acetyfacetonate; 

Zircoaluminate type coupling agents such as alkoxy zircoaluminum diisopropylate and alkoxy zircoaluminum acety- 
5 lacetonate; and 

Phosphate type coupling agents. 

[0033J In addition, surfactants may be any conventionally known ones including, tor instance, anionic surfactants, cat- 
ionic surfactants, nonionic surfactants, amphoteric surfactants and fluorine atom-containing surfactants. 

10 [0034] Examples of anionic surfactants include saturated fatty acid salts having 1 0 to 32 and preferably 1 2 to 22 car- 
bon atoms, for instance, higher cartooxylic acid salts such as lauric acid salts, myristic acid salts, palmitic acid salts, 
stearic acid salts and oleic add salts; condensates of higher fatty acids with amino acids such as N-acyl-N-methylgly- 
cine, N-acyl-N-methyl- p-alanine and N-acyl-glutamic acid, and salts thereof; alkyl ether cartooxylic acid salts; acylated 
peptides; alkylbenzenesulfbnic acid salts; alkylnaphthalenesulfbnates; naphthalenesulfonates-formakJehyde poly- 

is condensates; dialkylsulfosuccinates; alkylsulfbacetates; a-olef in sulfonates; N-acylmethyl taurine; Turkey red oil; higher 
alcohol sulfates; secondary higher alcohol sulfates; alkyl ether sulfates; secondary higher alcohol ethoxysurfates; poly- 
oxyethylene alkylphenyl ether sulfates; monoglysutfate; sulfates of fatty acid alkylolarrrides; alkyl ether phosphoric acid 
monoester salts; alkyl ether phosphoric acid diester salts; alkyl ether phosphoric acid triesters; alkyl phosphoric acid 
monoester salts; alkyl phosphoric acid diester salts; and alkyl phosphoric acid triesters. 

20 [0035] Examples of cationic surfactants are higher aliphatic amine salts such as those obtained by neutralizing pri- 
mary, secondary and tertiary higher alkyiamines having 12 to 54 carbon atoms with inorganic acids such as hydrochlo- 
ric acid and sulfuric acid or organic acids such as acetic acid, lactic acid and citric acid; aliphatic quaternary ammonium 
salts having 12 to 40 carbon atoms; benzalkonium salts; benzethonium chloride; alkyl pyridinium salts; and imidazoline 
ium salts and examples of amphoteric surfactants include alkyl dimethyl betaines; aminocarboxylic acid salts; imidazo- 

25 linium betaine; and lecithin. 

[0036] In addition, examples of nonionic surfactans are polyoxyethylene alkyl ethers prepared by addition-polymeri- 
zation of aliphatic primary alcohols each having 12 to 22 cartoon atoms and ethylene oxide; polyoxyethylene secondary 
alcohol ethers; polyoxyethylene alkylphenyl ethers; polyoxyethylene sterolethers; polyoxyethylene lanolin derivatives; 
polyethylene alkyl phenol ether formaldehyde condensates; polyoxyethylene polyoxypropytene block copolymers; poly- 

30 oxyethylene polyoxypropylene alkyl ether; polyoxyethylene glycerin fatty acid esters; polyoxyethylene castor oil and 
hydrogenerated castor oil; polyoxyethylene sortoitan fatty acid esters; polyoxyethylene sorbitol fatty acid esters; polyeth- 
ylene glycol fatty acid esters; fatty acid monoglycerides; polyglycerin fatty acid esters; sortoitan fatty acid esters; propyl- 
ene glycol fatty acid esters; sucrose fatty acid esters; fatty acid alkanolamides; polyoxyethylene fatty acid amides; 
polyoxyethylene alkyiamines; and alkytamine oxides. 

35 [0037] Moreover, fluorine atom-containing surfactants herein used are those having, as hydrophobic groups, f luoro- 
cartoon or perfluorocarbon groups. Examples of such fluorine atom-containing surfactants include f luoroalkyl cartooxylic 
acids whose alkyl group has 2 to 10 cartoon atoms, disodium N-perfluorooctanesulfonyl glutamic acid, sodium 3-(fluor- 
oalkyKC 6 to C^axyH-alkyKC^ to CsJ-surfonate. sodium 3-(a>4luoroalkanpyl(C 6 to Ca)-N-ethyiamino)-1-propanesul- 
fonate, N-[3-(perfluaootfanesurfonamido)prop^ ammonium betaine, 

40 ftuoroaikyttCn to C^Jcartooxyiic acids, perfluoroalkyKCy to C 13 )cartooxylic acids, perffuorooctanesuKonic diethanola- 
mide, pert luoroalkyl(C4 to C 12 )sulfonic acid salts, N-propyl-N-(2-hydroxyethy0perfluorooctanesulfbnamides l perf luoro- 
alkyl (C 6 to C 10 )surfonamidopropyl trimethyl ammonium salts, perfluoroalkyl(C 6 to C 10 )-N-ethylsulfonyl glycine salts, 
phosphoric acid bts(N-perfluorocx^sulfonyl-N-ethylamirx)ethyl) and monoperfluoroalkyi(C 6 to C 16 )ethyl phosphoric 
acid esters. 

45 [0038] In the present invention, the foregoing surface-treating agents may be used in combination in any amount. In 
this regard, the surface-treating methods usable herein, which make use of these surface-treating agents, may be 
known ones 6uch as a wet method which comprises the steps of preparing a solution of a surface-treating agent by 
diluting it with, for instance, water, an aqueous acetic acid solution or water-alcohol mixed solvent and then immersing 
a subject to be treated in the resulting solution; and a dry method which comprises the step of adding the surface-treat- 

so ing agent or a solution thereof to a subject with stirring by, for instance, spraying. In addition, if a coupling agent is used 
as the surface-treating agent, it is possible to use a primer method which makes use of a primer prepared by homo- 
polymerizing the coupling agent or reacting it with another prepolymer. 

[0039] As the core material used in the present invention may be those prepared by the method described above and 
those commercially available and examples of such commercially available core materials are Hostaf lam AP-462 (trade 
55 name of a product manufactured by Hoechst Company), Sumisafe-PM (trade name of a product manufactured by Sum- 
itomo Chemical Co., Ltd.), TERRAJU-M30 (trade name of a product manufactured by Chisso Corporation), TERRAJU- 
M40 (trade name of a product manufactured by Chisso Corporation), TERRAJU-C30 (trade name of a product manu- 
factured by Chisso Corporation), TERRAJU-C40 (trade name of a product manufactured by Chisso Corporation), TER- 
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RAJU-C60 (trade name of a product manufactured by Chisso Corporation), TERRAJU-C70 (trade name of a product 
manufactured by Chisso Corporation) and TERRAJU-C80 (trade name of a product manufactured by Chisso Corpora- 
tion). 

[0040] in the present invention, the thermoplastic resin for covering such a core material is desirably those having 
good adhesion to the surface of the core material and capable of forming a uniform coating film thereon. 
[0041] Moreover, the method for applying the coating film comprising these thermoplastic resin to the surface of the 
core material may likewise appropriately be selected depending on the factors such as the kinds of monomers for the 
production of the resins and the kinds of resins prepared and, for instance, it is possible to properly employ the encap- 
sulation technique which is used for the preparation of core materials provided thereon with a coated film of a thermo- 
setting resin. 

[0042] The thermoplastic resins used for covering the core material in the present invention particularly preferably 
include, for instance, homopolymers of specific monomers (hereinafter also referred to as "first monomer") having 2 to 
5 double bonds capable of undergoing polymerization, in each molecule; copolymers of at least two of the first mono- 
mers; and copolymers of at least one of the first monomer with at least one monomer (hereinafter also referred to as 
"second monomer") having one double bond capable of undergoing polymerization, in the molecule. These polymers 
and copolymers may be used alone or in any combination of at least two of them, as the thermoplastic resin. 
[0043] The first monomer having 2 to 5 double bonds capable of undergoing polymerization in the molecule may be 
represented by the following general formula 1 : 



Rl *3 

\ / 

• • * ^ 



[0044] In the formula 1 , , R 2 and R3 may be the same or different from one another and each represents a member 
selected from the group consisting of a hydrogen atom, halogen atoms, cyano groups, cyanoalkyl groups having 1 to 8, 
preferably 1 to 6 carbon atoms, carboxyl groups, alkyl groups having 1 to 10, preferably 1 to 6 carbon atoms, alkyl ether 
groups having 2 to 15, preferably 2 to 10 carbon atoms, aminoalkyl groups having 1 to 10, preferably 2 to 6 carbon 
atoms, alkenyl groups having 2 to 12, preferably 2 to 8 carbon atoms, aikynyl groups having 2 to 12, preferably 2 to 8 
carbon atoms, alkyl ester groups having 2 to 1 8, preferably 2 to 1 0 carbon atoms and alkoxy groups having 1 to 14, pref- 
erably 1 to 8 carton atoms, with the proviso that if one of the groups R 1( R 2 and R 3 is a carboxyl group or an alkyl ester 
group, the other groups represent groups different from the former. 

Exarrples of the foregoing halogen atoms are fluorine, chlorine, bromine and iodine atoms; and 
Examples of the cyanoalkyl groups include those represented by the general formula: 

-C n H 2n .CN 

(wherein n is an integer ranging from 1 to 8) and specific examples thereof include linear cyanoalkyl groups such 
as cyanomethyl group, cyanoethyi group, cyanopropyl group, cyanobutyl group, cyanopentyl group and cyanohexyl 
group; and alkyl-substituted groups of these linear cyanoalkyl groups such as 1 -methylcyanoethyl group, 2-methyl- 
cyanoethyl group, 1,1-dimethylcyanoethyl group, 1,2-dimethylcyanoethyl group, 2.2-dimethylcyanoethyl group, 1,2- 
dimethylcyanopropyl group, 1 ,3-dimethylcyanopropyi group, 1-ethylcyanoethyl group, 2-ethytcyanoethyl group. 1.1- 
diethylcyanoethyl group, 1,2-diethylcyanoethyl group, 2,2-diethylcyanoethyl group, 1 ,2-diethylcyanopropyl group 
and 1 ,3-diethylcyanopropyl group; 

Examples of the alkyl groups are those represented by the general formula: 

(wherein n is an integer ranging from 1 to 10) such as methyl group, ethyl group, propyl group, isopropyl group. 2- 
methylethyl group, butyl group, isobutyl group, 3-methytpropyl group, 3-ethylpropyl group, 2-methyIbutyl group, 3- 
methylbutyi group, 2-methylpentyl group, 3-methythexyl group, 4-methylhexyl group, pentyl group and hexyt group; 
Examples of the alkyl ether groups are thos represented by the general formula: 



8 



EP 0 924 166 A1 

"C n * O • C m H2 m+1 

(wherein n and m each is an integer ranging from 1 to 14, provided that the sum of n and m falls within the range 
of from 2 to 15) such as methoxymethyl group, methoxyethyl group, methoxypropyl group, methoxypentyl group, 
methoxyhexyl group, ethoxymethyl group, ethoxyethyl group, ethoxypropyl group, ethoxyperrtyl group and ethoxy- 
hexyl group; 

Examples of the aminoalkyl groups include those represented by the general formula: 

-C n H 2n • NHa 

(wherein n is an integer ranging from 1 to 10) such as aminomethyl group, aminoethyl group, aminopropyl group, 
aminoisopropyl group, aminobutyl group, aminoisobutyl group, aminopentyi group and aminohexyl group; 
Examples of the alkenyl groups are those represented by the general formula: 

(wherein n is an integer ranging from 2 to 8) such as vinyl group, allyl group, propenyl group, butenyl group, pente- 
nyl group, hexenyl group, heptenyl group, octenyl group and alkyl-substituted derivatives thereof; 
Examples of the alkynyl groups are those represented by the general formula: 

(wherein n is an integer ranging from 2 to 12) such as ethynyl group, propynyl group, butynyl group, pentynyl group, 
hexynyl group, peptynyl group, octynyl group and alkyl-substituted derivatives thereof; and 
Examples of the alkyl ester groups are those represented by the general formula: 

-C(0)OC n 

(wherein n is an integer ranging from 2 to 10) such as methyl ester group, ethyl ester group, propyl ester group, 
butyl ester group, pentyl ester group, hexyl ester group and alkyl-substituted derivatives thereof. 

[0045] In addition, the group R 4 represents a groi*) represented by the following general formula 3 or 4: 




*3 



/ 

\ 



R 2 



...4 



[0046] In the formula 3. and R 2 are the same as those defined above in connection with the general formula 1 , 
respectively and in the formula 4, R 1t R 2 and R 3 are the same as those defined above in connection with the gneral 
formula 1 , respectively. 

[0047] Moreover, the group R 5 appearing in Formula 3 is a group represented by the following general formula 5. 6, 
7 or 8: 
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(in the formula 5, R 6 and R 7 are the same or different from one another and each represents a member selected 
from the group consisting of a hydrogen atom, halogen atoms, cyano groups, cyanoalkyl groups having 1 to 8, prefera- 
bly 1 to 6 carbon atoms, aminoalkyl groups having 1 to 1 0, preferably 2 to 6 carbon atoms, aromatic (aryl) groups having 
6 to 32, preferably 6 to 12 carbon atoms and those represented by the foregoing general formula 3 or 4 and p is a 
numeral ranging from 1 to 12 and preferably 1 to 6); 




(in the formula 6, Re and R 7 and p are the same as those defined above in connection with the formula 5. respec- 
tively); 



-Ar- 7 
(in the formula 7, Ar represents an aromatic group having 6 to 32, preferably 6 to 12 carbon atoms); and 




(in the formula 8, R 4 is the same as that defined above in connection with the general formula 3). 
[0048] In the foregoing Formula 5, specific examples of the halogen atom, cyanolkyl group, alkyl group, alkyl ether 
group, aminoalkyl group, alkenyl group, alkynyl group and alkyl ester group may be the same as those listed above in 
connection with the general formula 1 . Moreover, in the foregoing Formulas 1 and 3 to 8, the groups represented by R 1 
to R 8 are selected in such a manner that the total number of double ends capable of undergoing polymerization present 
in each monomer molecule is equal to 2 to 5 and preferably 2 to 3. 

[0049] In the present invention, such a first monomer is particularly preferably a conjugated diene monomer or a non- 
conjugated diene monomer having two polymerizable double bonds in the molecule. 
[0050] Specific examples of the first monomers thus detailed above are those listed below: 

1,2-divinyl benzene, 1,3-divinyl benzene, 1,4-divinyl benzene, 1.2-diallyl phthalate, 1,2-diallyl phthalate, 1,4-diallyl 
phthalate, divinyl ether, ally! vinyl ether, propenyl vinyl ether, allyi-a-methyi vinyl ether, butadiene, chloroprene, 
fluoroprene. cyanoprene, bromoprene, 1 ,4-pentadiene, 1,5-hexadiene, 1.6-heptadiene, 1,7-octadiene. 1.8-nona- 
diene, 1,9-decadiene, 1,10-undecadiene, 1,11-dodecadiene. 1,12-tridecadiene, 1,13-tetradecadiene, 1,17-octa- 
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decadiene, 1,21-docosadiene, allene, allene derivatives, 2,5-dimethyM ,5-hexadiene, cis-1, 5,9-decatriene, trans- 
1.3,7-octatriene, 1-vinyl-3-methylene cyclopentane, 2,5-diphenyM ,5-hexadiene, 2-phenyl-1,5-hexadiene, 3- 
methyl-1,5-hexadiene, 3-phenyl-1 ,5-hexadiene, 3-methyi-4-phenyl-1 ( 5-hexadiene and 3-vinyl-l,5-hexadiene; 

2,6-diphenyl-1,6-heptadiene, 2,7-diphenyl-1,7«octadiene, 3-phenyl-1,5-heptadiene, 2,6-dicaibethoxy-1,6-heptadi- 
ene, 2,6-dicarboxy-1,6-heptadiene, 2,6-dicyano-1,6-heptadiene, 4,4-dicartethoxy-1,6-heptadiene, 4-acetyl-4-car- 
bethoxy-1,6-heptadiene, 4-carbaxy-1,6-heptadiene, 4-acetyt-1,6-heptadiene, 4,4-diacetyl-1,6-heptadiene, 4- 
cyano-4-carbethoxy-1,6-heptadiene, 4-cyano-4-carboxy-1,6-heptadiene, 4-cyano-1.6-heptadiene, 2,6-dichloro- 
4,4-dicarbethoxy-1,6-heptadiene, 2 t 6-dichloro-3-carbethoxy-1,6-heptadiene l 4-allyl-4-hydroxy-1,6-heptadiene, 4- 
allyl-4-acetoxy«1,6-heptadiene, trans-1 ,2-divinyl cyclobutane. cis-1, 2-divinyl cyclobutane, trans-1 ,2-dimethyl-1, 2- 
divinyl cyclobutane, trans-1 -isopropenyl-2-vinyl cyclobutane and trans- 1 ,2-diisopropenyl cyclobutane; 
cis-1 ,2-divinyl cyclopentane, cis-1 ,3-divinyl cyclopentane, trans-1, 3-divinyl cyclopentane, cis-1 ,2-divinyl cyclohex- 
ane, trans- 1 ,2-divinyl cyclohexane, cis-1, 3-divinyl cyclohexane, trans- 1,3-divinyl cyclohexane, trivinyi cyclohexane, 
1,2,4-trimethylene cyclohexane, 1,3,5-trimethylene cyclohexane, 1.3,5,7-tetramethylene cyclooctane, 1,4-dimeth- 
ylene cyclohexane, 1-methylene-4-vinyl cyclohexane, divinyl ketone, divinyl acetylene, triallyl isocyanurate, triallyl 
cyanurate, triacryi formal, trimethallyl isocyanurate, diglycidyl bisphenol A diacrylate, dipentaerythritol monohy- 
droxyacrylate, trimethylolpropane triacrylate, neopentyl glycol hydroxypivalic acid ester diacrylate, 1 ,4-butanediol 
diacrylate, 2-propenoic acid [2-[1,1<iimethyl-2-[(1-oxo-2^rc^^ ester, 
pentaerythritol triacrylate, trimethacrylic acid trimethylolpropane, dimethaaylic acid ethylene glycol, dimethacrylic 
acid triethylene glycol, dimethacrylic acid tetraethylene glycol, dimethacrylic acid 1 ,3-butylene glycol, ally! methacr- 
ylate. N,N'-methylenebis(acrylamide), triallyl trimellitate, 3,9-divinyl-2,4,8.10-tetraoxaspiro[5.5]undecane. These 
first monomers may be used alone or in any combination. 

[0051 ] The secondary monomer optionally used in combination with the first monomer in the preparation of the ther- 
moplastic resin suitably used as a coating material for the core material in the present invention is one carrying one 
polymerizable double bond in the molecule and may be represented by the following general formula 2: 



Ra 



\ 



R9 



Rio 



r \ 



Ru 



• 2 



[0052] In the formula 2, R 8 , F^, R 10 and R 1 1 are the same or different from each other and each represents a member 
selected from the group consisting of a hydrogen atom, halogen atoms, cyano groups, cyanoalkyl groups having 1 to 8, 
preferably 1 to 6 carbon atoms, carboxyl groups, alkyl groups having 1 to 10, preferably 1 to 6 caitoon atoms, alkyl ether 
groups having 2 to 15, preferably 2 to 10 carbon atoms, aminoalkyl groups having 1 to 10, preferably 2 to 6 carbon 
atoms, aromatic (aryl) groups having 6 to 32, preferably 6 to 12 carbon atoms and alkyl ester groups having 2 to 18, 
preferably 2 to 10 carbon atoms, provided that if one of the groups R 8 . R9, R10 and R^ is a carboxyl group or an alkyl 
ester group, the other groups represent groups different from the former). 

[0053] In the foregoing Formula 5, specific examples of the halogen atom, cyanoalkyl group, alkyl group, alkyl ether 
group, aminoalkyl group and alkyl ester group may be the same as those listed above in connection with the general 
formula 1 and examples of aromatic groups are phenyl group, phenyl groups substituted with 1 to 5 alkyl groups, biphe- 
nyl group and naphthyl group. 

[0054] In addition, specific examples of such monomers each having one polymerizable double bond in the molecule 
include those listed below: 

Ethylene, propylene, 1-butene, isobutylene, 3-methyl-1-butene, 4-methyM-pentene, 1-hexene, 1-octene and 1- 
decene; 

Styrene, a-methylstyrene, vinyttoluene, chlorostyrene, cyanostyrene, aminostyrene, hydroxystyrene, vinylnaphtha- 
lene, vinylanthracene, 2-vinylphenanthrene and 3-vinylphenarrthrene; 

Acrylonitrile, methacrylonitrile, acrylic acid, methacrylic acid, acrylic acid esters, methacrylic acid esters, cyclohexyl 
methacrylate, benzyl methacrylate, 2-hydroxyethyl methacrylate, 2-hydroxypropyl methaaylate, methylaminoethyl 
methacrytate, diethylaminoethyl methacrylate, glycidyl methacrylate, tetrahydrofurfuryl methacrylate, a- 
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cyanoacrylic acid eater, a-halogenoacrylic acid ester, acrylamide, methacrylamide and dlacetone acrytamide; 

Allyl chloride, allyl alcohol, allyl amine, allyl acetone, ally! aldehyde, ailyl ester, ally! methyl ether, ally! ethyl ether, 
allyl carbamide, allyl glycerin, allyl acetic acid, allyl thioalcohol, allyl thiocarbamide, allyl thiocarboimide, allyl thiou- 
rea and allyl urea; 

Vinyl chloride, vinylidene chloride, vinyl bromide, vinyl fluoride, vinylidene fluoride, fluorostyrene, vinyl acetate, vinyl 
laurate and vinyl salicylate; 

Methyl vinyl ether, ethyl vinyl ether, n-propyl vinyl ether, isopropyl vinyl ether, n-butyl vinyl ether, isobutyl vinyl ether, 
n-hexyl vinyl ether, n-octyl vinyl ether, phenyl vinyl ether, o-cresyl vinyl ether, p-cresyl vinyl ether, p-chlorophenyl 
vinyl ether, a-naphthyl vinyl ether and 0-naphthyl vinyl ether; and 

1 -Buten-3-on, acrylophenone, 2-vinylpyridine, 4-vinylpyridine and 2-methyl-5-vinylpyridine. These secondary mon- 
omers may be used alone or in any combination of at least two of them. 

[0055] The polymerization or copolymerization reaction of the first monomer and the optional secondary monomer 
can be carried out using a polymerization initiator used in the usual radical polymerization reaction. The polymer or 
copolymer prepared from the monomer including the first monomer is a two- or three-dimensionally cross-linked ther- 
moplastic resin and it is hardly soluble or almost insoluble in the usual organic solvents due to the cross-linked struc- 
ture. For this reason, the ammonium polyphosphate particles coated with this thermoplastic resin is excellent in 
resistance to organic solvents. 

[0056] The ammonioum polyphosphate obtained by coating the core material described above with a thermoplastic 
resin having such a structure can conveniently be prepared by the following process according to the present invention. 
[0057] In other words, according to the process of the present invention, the thermoplastic resin-coated ammonium 
polyphosphate is produced by subjecting a monomer represented by the foregoing general formula 1 and a secondary 
monomer represented by the general formula 2 as an optional component to a polymerization reaction, on the surface 
of the core material defined above, in the presence of polymerization catalyst, with or without using a reaction solvent. 
[0058] More specifically, there are first added, to a reactor, preferably a reactor provided with heating and stirring 
means or heating and kneading means, the core material, 0.1 to 40 parts by weight, preferably 2 to 20 parts by weight 
of the first monomer, 0. 1 to 39.9 parts by weight, preferably 2 to 1 0 parts by weight of the optional secondary monomer 
and 0.1 to 10 parts by weight, preferably 0.5 to 5 parts by weight of a polymerization initiator, per 100 parts by weight 
of the core material, followed by admixing these ingredients. 

[0059] At this stage, a reaction solvent may be used in an amount ranging from 10 to 500 parts by weight and exam- 
ples of such reaction solvents are water or organic solvents inert to each monomer, which may be used alone or in com- 
bination. 

[0060] Examples of the polymerization initiators usable in the polymerization reaction include organic peroxides such 
as benzoyl peroxide, acetyl peroxide, t-butylhydroxy peroxide, cumene hydroperoxide, di-t-butyl peroxide, lauroyl perox- 
ide, dimethyl a, a'-azodiisobutyrate, succinic acid peroxide, dicumene peroxide and dichlorobenzoyl peroxide; inorganic 
peroxides such as potassium persulfate, ammonium persulfate, hydrogen peroxide and sodium perborate; azo com- 
pounds such as a, a'-azodiisobutyronitrile, azodicydohexylcarbonitrile, phenylazotriphenyl methane: All of these perox- 
ides may be commercially available ones. 

[0061] Then the mixture in the reactor is heated to a temperature ranging from 20 to 150°C, preferably 50 to 100°C 
with stirring and the reaction is continued over a time sufficient for the completion of the polymerization reaction, for 
instance, 0.5 to 50 hours to thus form a coating layer of a cross-linked polymer on the surface of the core material and 
to thus give the thermoplastic resin-coated ammonium polyphosphate according to the present invention. 
[0062] In the thermoplastic resin-coated ammonium polyphosphate of the present invention as has been described 
above, the amount of the thermoplastic resin coating layer ranges from 1 to 40 parts by weight and preferably 5 to 20 
parts by weight per 100 parts by weight of the core material. 

[0063] In addition, the thermoplastic resin-coated ammonium polyphosphate of the present invention desirably has 
an average particle size ranging from 0.1 to 50 *im and preferably 5 to 30^m from the viewpoint of, for instance, the dis- 
persibility in a resin composition used as a flame retadant. 

[0064] A flame retardant containing, as an effective component the thermoplastic resin-coated ammonium polyphos- 
phate of the present invention, i.e., the flame retardant according to the present invention may comprise only the ther- 
moplastic resin-coated ammonium polyphosphate; or a combination thereof with other known flame retardants, for 
instance, inorganic flame retardants such as phosphoric acid esters, condensed phosphoric acid esters, amorphous 
phosphorus, coated amorphous phosphorus, magnesium hydroxide, aluminum hydroxide, phosphoric acid salts and 
boric acid salts; and other components capable of improving the flame retardancy of the flame retardant of the invention 
if the former is used in combination with the latter, for instance, polyhydric alcohols such as pentaerythritol and tris(2- 
hydroxyethyQisocyanurate, and/a nitrog n atom-containing compounds such as melamine, melamine cyanurate, mela- 
mine resins, polyamides and polyimides. 

[0065] In the flame retardant according to the present invention, the thermoplastic resin-coated ammonium polyphos- 
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phate included therein as an effective component is excellent in the water resistance, resistance to organic solvents and 
chemical resistance (resistance to acids and rsistance to alkalis) and also has a high affinity for thermoplastic resins. 
Therefore, the flame retardant is quite suitable for the incorporation, in particular, into compositions for obtaining resin 
molded articles. 

Effects of the Invention 

[0066] The thermoplastic resin-coated ammonium polyphosphate according to the present invention is excellent in 
water resistance and resistance to organic solvents or chemical resistance such as resistance to acids and resistance 
to alkalis and if it is incorporated into a thermosetting resin or thermoplastic resin-based molding material as a compo- 
nent for the flame retardant added thereto, it can provide a molded article which does not show any substantial reduc- 
tion in the mechanical strength and has a high effect of controlling, for instance, hygroscopicity. Therefore, the 
thermoplastic resin-coated ammonium polyphosphate according to the present invention can be suitably used as a 
flame retardant component for, for instance, electric and eletronic parts, materials for motorcars and construction mate- 
rials. 

EXAMPLES 

[0067] The present invention will hereinafter be described in more detail with reference to the following Examples and 
Comparative Examples, but the present invention is not restricted to these specific Examples at all. Moreover, in these 
Examples and Comparative Examples, the quality evaluation was carried out according to the methods described 
below. 

(1) Method for Evaluation of Water-Solubility 

[0068] The amount of the water-soluble components present in the product was determined as follows. Each of the 
products (10 g) prepared in Examples and Comparative Examples was suspended in 90 g of pure water to give a sus- 
pension. After shaking the suspension at a temperature of 25°C for 24 hours, it was centrifuged and then the resulting 
supernatant was fOtered through filter paper of 0.45^m. A predetermined amount of the resulting filtrate was taken in a 
weighing bottle, followed by evaporation to dryness thereof in a dryer and determination of the water-solubility of the 
sample according to the following formula 1. In this respect, the lower the numerical value obtained, the higher the 
water-resistance of the sample. 

Water-Solubility (%) - W(R) x W(PW) * 100 
water &oiuamy m - W(g) x (W(p) W(R)) 



wherein W(R) means the weight of the residue remaining after the evaporation to dryness; W(PW) represents the 
weight of pure water; W(S) represents the weight of the sample; and W(F) means the weight of the filtrate. 

(2) Method for the Evaluation of Resistance to Acids 

[0069] Each of the products (10 g) prepared in Examples and Comparative Examples was suspended in 90 g of a 
0.1N hydrochloric acid solution to prepare a 10% by weight suspension. After shaking the suspension at a temperature 
of 25 °C for one hour, it was centrifuged and then the resulting supernatant was filtered through filter paper of 0.45nm. 
A predetermined amount of the filtrate was dispensed in a weighing bottle, followed by evaporation to dryness thereof 
in a dryer and determination of the solubility of each sample in the acid solution according to the relation similar to the 
foregoing formula 1 . In this respect, the lower the numerical value obtained, the higher the resistance to acids of the 
sample. 

(3) Method for the Evaluation of Resistance to Alkalis and Ions 

[0070] After shaking 90 g of a 0.1 N sodium hydroxide or sodium chloride aqueous solution at a temperature of 25°C 
for one hour, about 5 g of the aqueous solution was taken in a weighing bottle, followed by evaporation to dryness to 
thus determine the blank value. 

[0071] Then each of the products (10 g) prepared in Examples and Comparative Examples was suspended in 90 g 
of a 0.1 N sodium hydroxide or sodium chloride aqueous solution to prepare a 10% by weight suspension. After shaking 
the suspension at a temperature of 25°C for one hour, it was centrifuged and then the resulting supernatant was filtered 
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through filter paper of 0.45^m. About 5 g of the filtrate was correctly dispensed in a weighing bottle, followed by evap- 
oration to dryness thereof in a dryer to thus determine the solubility of the sample in the aqueous alkali or salt solution 
according to the following formula 2. In this respect, the lower the numerical value obtained, the higher the resistance 
to alkalis of the sample. 

Solubility (%) = (W(R) -Vb) x W(HCI) x 100 
ooiuDHiiy w - W(S) x { W(F ).(vv (R ) .vb)} 



10 wherein W(R), W(S) and W(F) are the same as those defined above in connection with the foregoing formula 1 , Vb rep- 
resents the blank value and W(HCJ) represents the weight of HQ. 

(4) Method for the Evaluation of Resistance to Organic Solvents 

is [0072] Each of the products obtained in Examples and Comparative Examples (10 g each) was suspended in 90 g of 
toluene to prepare a 10% by weight suspension. After shaking the suspension at a temperature of 25°C for one hour, it 
was centrifuged and then the resulting supernatant was filtered through filter paper of 0.45^m. About 5 g of the filtrate 
was correctly dispensed in a weighing bottle, followed by evaporation to dryness thereof in a dryer to thus determine 
the solubility of the sample in the oganic solvent according to the relation similar to the foregoing formula 1. In this 

20 respect the lower the numerical value obtained, the higher the resistance to organic solvents of the sample. 

(5) Method for Evaluating Water Resistance and Flame Retardancy of Flame Retardant Resin-Molded Article 

[0073] There were preliminarily admixed sufficiently 100 parts by weight of a bisphenol A type epoxy resin Epicote 
25 828 (trade name of a product manufactured by Yuka Shell Epoxy Co., Ltd.) and Epomate LX-IN (trade name of a prod- 
uct manufactured by Yuka Shell Epoxy Co., Ltd.) as a curing agent Then each (40 parts by weight) of the products 
obtained in Examples and Comparative Examples was added to the mixture, followed by additional mixing. The result- 
ing resin composition was poured into a mold having a size of 100 mm long x 100 mm wide so that the thickness of the 
composition was equal to about 3 mm, followed by degassing under reduced pressure, then curing the composition by 
30 allowing it to stand at 50 °C for 24 hours to thus give a flat plate. Specimens for water resistance test (40 mm long x 40 
mm wide) and for flame retardancy test (100 mm long x 6 mm wide) were cut from the resulting plate using a band saw. 
[0074] The water resistance was determined by allowing each specimen to stand at 80°C for 7 days white immersing 
it in 200 g of pure water and then determination of the electric conductivity (10" 3 fl"W 1 ) of the immersion liquid and cal- 
culation of the difference between the measured value and the blank value, which was used as the indication for the 
35 water resistance. The release of the hydrolyzate originated from ammonium polyphosphate causes an increase of the 
electric conductivity, s 

[0075] The flame retardancy was evaluated according to the method specified in JIS K7201 (Combustion test meth- 
ods for polymeric materials based on the oxygen index). 

40 (6) Impact Resistance Test 

[0076] This was evaluated according to the method defined in JIS K71 10 (Izod impact test for rigid plastics). In this 
respect the specimen used was prepared as follows: 

[0077] To a Henschel (trade name) mixer, there were added 1 00 parts by weight of a polystyrene resin (Daicel Styrol 
45 R63) and 30 parts by weight of ammonium polyphosphate obtained in each of Examples and Comparative Examples, 
followed by stirring and mixing for 3 minutes, kneading the mixture at a melting and kneading temperature of 210°C in 
a twin-screw extruder (PCM-30 manufactured by Ikegai Corporation), extrusion thereof in the form of strands and cut- 
ting the strands into pellets. After drying the pellets at 80°C for 8 hours, the pellets were molded into a specimen having 
a size of 1 27 mm long x 12.7 mm wide x 3 mm thick at a molding temperature of 21 0°C in an injection molding machine 
so (N40B-II manufactured by The Japan Steel Works, Ltd.). The both ends (32 mm each) were cut off from the molded arti- 
cle and a notch having a depth of 2.54 mm and an R (curvature radius) at the tip of 0.25 mm was formed on the center 
of the central part of the article which was used as a test piece. 

[0078] The core materials used in Examples and Comparative Examples are expressed by the following abbrevia- 
tions: 

55 

APP-1: Melamine-coated ammonium polyphosphate prepared in the following Reference Example 1 ; 

APP-2: Formaldehyde-modified melamine-coated ammonium polyphosphate prepared in the following Reference 

Example 2; 
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APP-3: Hostaflam AP462 (manufactured by Hoechst Company); ammonium polyphosphate covered with mela- 
mine-formaldehyde polycondensate. 

Reference Example 1 

[0079] To a 5-liter volume kneader pre-heated to a temperature ranging from 270 to 300 °C, there were added 1900 
parts by weight of ammonium polyphosphate having the crystalline form II and an average particle size of about 15^m 
and 100 parts by weight of melamine (reagent grade) and the resulting mixture was maintained at a temperature rang- 
ing from 260 to 300 °C for 6 to 7 hours with stirring. After cooling, melamine-coated ammonium polyphosphate (APP- 
1) was obtained as a core material in an amount of about 2000 parts by weight. The average particle size of the mela- 
mine-coated ammonium polyphosphate was found to be about I7nm. The coated ammonium polyphosphate was 
observed with an electron microscope and as a result, it was confirmed that the surface of ammonium polyphosphate 
particles were approximately uniformly coated with melamine. 

Reference Example 2 

[0080] To a 5-liter volume reaction vessel equipped with a heater, a stirrer and a ref luxing device, there were added 
1000 parts by weight of the melamine-coated ammonium polyphosphate prepared in Reference Example 1, 1 16 parts 
by weight of a formalin solution having a concentration of 37% by weight and 2000 parts by weight of an aqueous meth- 
anol solution having a concentration of 12% by weight and these ingredients were reacted at a ref luxing temperature 
for 2 hours. The reaction system was cooled, filtered and then dried to give about 1000 parts by weight of a formalde- 
hyde-modified product (APP-2) as a core material. The average particle size of the formaldehyde-modified product was 
found to be about 1 7jim. 

Example 1 

[0081] To a 500 ml volume reactor equipped with a stirrer, a thermometer, a ref luxing device and an inlet port, there 
were added 100 parts by weight of APP-1 prepared above, 7 parts by weight of styrene monomer, 3 parts by weight of 
divinylbenzene. 2 parts by weight of potassium persulfate, 200 parts by weight of water and 50 parts by weight of meth- 
anol, followed by mixing them at ordinary temperature. Then the reaction system was heated to 80°C and these ingre- 
dients were reacted at that temperature for 6 hours. After cooling the reaction solution, it was filtered, washed with water 
and then dried to give 1 10 parts by weight of thermoplastic resin-coated ammonium polyphosphate. The product was 
observed with an electron microscope and as a result, it could be confirmed that the ammonium polyphosphate parti- 
cles were uniformly coated with the resin. 

[0082] Moreover, the resulting thermoplastic resin-coated ammonium polyphosphate was subjected to the foregoing 
various kinds of quality evaluation tests. The results thus observed are summarized in the following Table 1. 

Example g 

[0083] The same procedures used in Example 1 were repeated except that APP-2 prepared above was substituted 
for APP-1 used in Example 1 to thus give 110 parts by weight of thermoplastic resin-coated ammonium polyphosphate. 
The surface of the product was observed with an electron microscope and as a result, it could be confirmed that the 
ammonium polyphosphate particles were uniformly coated with the resin. 

[0084] Moreover, the resulting thermoplastic resin-coated ammonium polyphosphate was subjected to the foregoing 
various kinds of quality evaluation tests. The results thus obtained are summarized in the following Table 1 . 

Example 3 

[0085] The same procedures used in Example 1 were repeated except that the amount of the styrene monomer and 
divinylbenzene were changed to 10.5 parts by weight and 4.5 parts by weight, respectively to thus give 115 parts by 
weight of thermoplastic resin-coated ammonium polyphosphate. The surface of the product was observed with an elec- 
tron microscope and as a result, it could be confirmed that the ammonium polyphosphate particles were uniformly 
coated with the resin. 

[0086] Moreover, the resulting thermoplastic resin-coated ammonium polyphosphate was examined by the foregoing 
various kinds of quality evaluation tests. The results thus obtained are summarized in the following Table 1 . 
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[0087] To a desk mixer (laboratory mixer), there were added 1 00 parts by weight of APP-2 prepared above and 2 parts 
by weight of oleic acid, followed by sufficient mixing and heating in an oven maintained at 50 °C for one hour to thus 
obtain oleic acid-treated APP-2. Then, to a 500 ml volume reactor equipped with a stirring machine, a thermometer, a 
refiuxing device and an inlet port there were added 100 parts by weight of the oleic acid-treated APP-2, 7 parts by 
weight of styrene monomer, 3 parts by weight of divinylbenzene, 2 parts by weight of potassium persuHate, 200 parts 
by weight of water and 50 parts by weight of methanol, followed by mixing them at ordinary temperature. Then the reac- 
tion system was heated to 80°C and these ingredients were reacted at that temperature for 6 hours. After cooling the 
reaction solution, it was filtered, washed with water and then dried to give 110 parts by weight of thermoplastic resin- 
coated ammonium polyphosphate. The particle surface of the product was observed with an electron microscope and 
as a result, it could be confirmed that the ammonium polyphosphate particles were uniformly coated with the resin. 
[0088] Moreover, the resulting thermoplastic resin-coated ammonium polyphosphate was inspected tor various prop- 
erties according to the foregoing various kinds of quality evaluation tests. The results thus observed are summarized in 
the following Table 1. 

Example 5 

[0089] The same procedures used in Example 4 were repeated except that the foregoing APP-3 commercially avail- 
able was substituted for the APP-2 used in Example 4 to thus give 110 parts by weight of thermoplastic resin-coated 
ammonium polyphosphate particles. The surface of the product was observed with an electron microscope and as a 
result, it could be confirmed that the ammonium polyphosphate particles were uniformly coated with the resin. 
[0090] Moreover, the resulting thermoplastic resin-coated ammonium polyphosphate was subjected to the foregoing 
various kinds of quality evaluation tests. The results thus obtained are summarized in the following Table 1. 

Exanrplg 6 

[0091] To a 500 ml volume reactor equipped with a stirrer, a thermometer, a refiuxing device and an inlet port there 
were added 100 parts by weight of APP-1 prepared above, 7 parts by weight of acrylonitrile, 3 parts by weight of divi- 
nylbenzene, 2 parts by weight of potassium persutfate, 200 parts by weight of water and 50 parts by weight of methanol, 
followed by mixing them at ordinary temperature. Then the reaction system was heated to 80°C and these ingredients 
were reacted at that temperature for 6 hours. After cooling the reaction solution, it was filtered, washed with water and 
then dried to give 110 parts by weight of thermoplastic resin-coated ammonium polyphosphate. The surface of the 
product was observed with an electron microscope and as a result, it could be confirmed that the ammonium polyphos- 
phate particles were uniformly coated with the resin. 

[0092] Moreover, the resulting thermoplastic resin-coated ammonium polyphosphate was inspected for properties 
according to the foregoing various kinds of quality evaluation tests. The results thus observed are summarized in the 
following Table 1. 

Example 7 

[0093] The same procedures used in Example 6 were repeated except that the amount of the acrylonitrile was 
changed to 3 parts by weight and that 4 parts by weight of styrene monomer was additionally added to thus give 115 
parts by weight of thermoplastic resin-coated ammonium polyphosphate particles. The surface of the product was 
observed with an electron microscope and as a result, it could be confirmed that the ammonium polyphosphate parti- 
cles were uniformly coated with the resin. 

[0094] Moreover, the resulting thermoplastic resin-coated ammonium polyphosphate was subjected to the foregoing 
various kinds of quality evaluation tests. The results thus obtained are summarized in the following Table 1. 

Example 8 

[0095] To a 5-liter volume kneader provided with a heating-kneading means, there were introduced 1000 parts by 
weight of APP-1, 70 parts by weight of styrene monomer, 30 parts by weight of divinyl benzene and 3 parts by weight 
of potassium persuHate, followed by mixing them at ordinary temperature. Then the reaction system was heated up to 
100°C and maintained at that temperature over 8 hours to give 1 102 parts by weight of thermoplastic resin-coated 
ammonium polyphosphate. The surface of the product was observed with an electron microscope and as a result, it 
could be confirmed that the ammonium polyphosphate particles were uniformly coated with the resin. 
[0096] Moreover, the resulting thermoplastic resin-coated ammonium polyphosphate was subjected to the foregoing 
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various kinds of quality evaluation tests. The results thus obtained are summarized in the following Table 1 . 
Comparative Example 1 

[0097] The melamine-coated ammonium polyphosphate (APP-1 ) prepared in Reference Example 1 was subjected to 
the foregoing various kinds of evaluation test without subjecting it to any treatment. The results thus obtained are sum- 
marized in the following Table 1. 

Comparative Example 2 

[0098] The formaldehyde-modified melamine-coated ammonium polyphosphate (APP-2) prepared according to the 
method used in Reference Example 2 was subjected to the foregoing various kinds of evaluation test without subjecting 
it to any treatment. The results thus obtained are summarized in the following Table 1 . 

Comparative Example 3 

[0099] Hostaf lam AP462 (APP-3. available from Hoechst Company) was subjected to the foregoing various kinds of 
evaluation test without subjecting it to any treatment. The results thus obtained are summarized in the following Table 1 . 

Comparative Example 4 

[0100] To a 500 rrd volume reactor equipped with a stirrer, a thermometer, a refluxing device and an inlet port, there 
were added 100 parts by weight of APP-1 , 10 parts by weight of styrene monomer, 2 parts by weight of potassium per- 
sulfate, 200 parts by weight of water and 50 parts by weight of methanol, followed by mixing them at ordinary temper- 
ature. Then the reaction system was heated to 80°C and these ingredients were reacted at that temperature for 6 hours. 
[01 01 ] After cooling the reaction solution, it was filtered, washed with water and then dried to give 1 1 0 parts by weight 
of a product 

[0102] Then, the resulting product was inspected for properties according to the foregoing various kinds of quality 
evaluation tests. The results thus obtained are summarized in the following Table 1 . 

Comparative Example 5 

[0103] The same procedures used in Example 1 were repeated except that ammonium polyphosphate (1 10 parts by 
weight) having the crystalline form il and an average particle size of about 15fim was substituted for the melamine- 
coated ammonium polyphosphate (APP-1), without any pre-treatment to thus obtain thermoplastic resin-coated ammo- 
nium polyphosphate. The product was observed with an electron microscope and as a result, it was confirmed that the 
product was uniformly coated with the resin. 

[0104] Moreover, the resulting thermoplastic resin-coated ammonium polyphosphate was subjected to the foregoing 
various kinds of quality evaluation tests. The results thus obtained are summarized in the following Table 1 . 



17 



EP 0 924 1 66 A1 



Table 1 





Ex. 1 


Ex. 2 


Ex. 3 


Ex. 4 


Water-Solubility 
(%) 


0.3 


0.2 


0.1 


0.3 


Resistance to Acids 
(%) 


17.5 


16.7 


8.4 


14.3 


Resistance to 
Alkali (%) 


19.5 


19.3 


9.1 


15.5 


Resistance to Ions 
(*) 


11.5 


10.9 


6.2 


9.5 


Resistance to 
Oro. Solv. {%) 


0 


0 


0 


0 


Elec. Cond. 
(10- 3 /Q-m) 


0.57 


0.40 


0.31 


0.35 


Flame Retard. 
(0. I.) 


30.4 


30.8 


30.0 


30.5 


Impact Res. Test 
(kJ/m 2 ) 


8.1 


7.9 


8.9 


8.3 



Table 1 (Continued) 





Ex. 5 


Ex. 6 


Ex. 7 


Ex. 8 


Water-Solubility 
(%) 


0.4 


0.4 


0.4 


0.5 


Resistance to Acids 
(%) 


15.0 


17. S 


16.0 


17.1 


Resistance to 
Alkali (%) 


IS. 7 


18.0 


17.6 


18.7 


Resistance to Ions 
(%) 


10.1 


9.7 


9.4 


12.4 


Resistance to 
Oro. Solv. (%) 


0 


0 


0 


0 


Elec. Cond. 
(10- 3 /Q-m) 


0.44 


0.61 


0.65 


0.86 


Flame Retard. 

(0. I.) 


30.7 


31.0 


30.4 


30.6 


Impact Res. Test 
(kJ/m 2 ) 


8.0 


7.5 


7.7 


7.0 
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Table 1 (Continued) 





Comp. 
Ex. 1 


Comp . 
Ex. 2 


Comp. 
Ex. 3 


Comp. 
Ex. 4 


Comp. 
Ex. 5 


Water-Solubility 
(%) 


19.3 


0.7 


4.2 


2.5 


56.5 


Resistance to Acids 
(%) 


40.7 


22.8 


25.6 


27.6 


45.9 


Resistance to 
Alkali (%) 


58.5 


54.1 


46.1 


60.9 


89.8 


Resistance to Ions 


31.3 


18.9 


20.2 


19.2 


41.6 


Resistance to 
Orcr. Solv. (%) 


0.02 


0 


0 


8.5 


0 


Elec. Cond. 
(10- 3 /Q-m) 


120.8 


72.1 


80.2 


17.8 


125.7 


Flame Retard. 
(0. I.) 


30.1 


30.5 


30.2 


29.8 


30.0 


Impact Res. Test 
(kJ/m2) 


4.1 


4.5 


4.3 


5.8 


7.0 



Note: With regard to the water-solubility, resistance to 
acids (Res. to Acids), resistance to alkalis (Res. to 
Alk.), resistance to ions (Res. to ions) and resistance 
to organic solvents (Res. to Org. Solv.), the lower the 
measured value, the more excellent the corresponding 
property. 



Claims 

1. Thermoplastic resin-coated ammonium polyphosphate characterized in that it comprises a core material which 
comprises ammonium polyphosphate and a thermosetting resin, a meiamine monomer or a surface-treating agent 
or the like; and a coating layer of a thermoplastic resin which covers the core material. 

2. The thermoplastic resin-coated ammonium polyphosphate as set forth in claim 1 wherein the thermoplastic resin 
is a member selected from the group consisting of homopolymers of a monomer represented by the following gen- 
eral formula 1 which has, in the molecule, 2 to 5 double bonds capable of undergoing polymerization; copolymers 
of at least two of these monomers represented by the general formula 1 ; copolymers of at least one monomer rep- 
resented by the following general formula 1 with at least one monomer represented by the following general formula 
2; or mixtures thereof: 
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(in the formula 1, R lt R 2 and R 3 may be the same or different from one another and each represents a member 
selected from the group consisting of a hydrogen atom, halogen atoms, cyano groups, cyanoalkyl groups having 1 
to 8 carbon atoms, carboxyl groups, alkyl groups having 1 to 10 carbon atoms, alkyl ether groups having 2 to 15 
carbon atoms, aminoalkyl groups having 1 to 10 carbon atoms, alkenyl groups having 2 to 1 2 carbon atoms, alkynyl 
groups having 2 to 12 carbon atoms, alkyl ester groups having 2 to 18 carbon atoms and alkoxy groups having 1 
to 14 carbon atoms, provided that if one of the groups R 1( R 2 and R 3 is a carboxyl group or an alkyl ester group 
having 2 to 18 carbon atoms, the other groups represent groups different from the functional group and R4 repre- 
sents a group represented by the following general formula 3 or 4); 

Rs RlO 

/ \ 

R 9 Rxx *> 



(in the formula 2, R 8 , R 9 , R 10 and R^ are the same or different from each other and each represents a member 
selected from the group consisting of a hydrogen atom, halogen atoms, cyano groups, cyanoalkyl groups having 1 
to 8 carbon atoms, carboxyl groups, alkyl groups having 1 to 10 carbon atoms, alkyl ether groups having 2 to 15 
carton atoms, aminoalkyl groups having 1 to 10 carbon atoms, aromatic groups having 6 to 32 carbon atoms and 
alkyl ester groups having 2 to 1 8 carbon atoms, provided that if one of the groups R 8 , R 9 , R 1 0 and R 1 1 is a carboxyl 
group or an alkyl ester group having 2 to 18 carbon atoms, the other groups represent groups different from the 
functional group); 




(in the formula 3, R 1 and R 2 are the same as those defined above in connection with the general formula 1 , respec 
tively and R5 is a group represented by the following general formula 5, 6. 7 or 8); 




(in the formula 4, R 1t R2 and R3 are the same as those defined above in connection with the gneral formula 1, 
respectively); 
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(in the formula 5, R 6 and R 7 are the same or different from one another and each represents a member selected 
from the group consisting of a hydrogen atom, halogen atoms, cyano groups, cyanoaJkyj groups having 1 to 8 car- 
bon atoms, aminoalkyl groups having 1 to 10 carbon atoms, aromatic groups having 6 to 32 carbon atoms and 
those represented by the foregoing general formula 3 or 4 and p is a numeral ranging from 1 to 12); 




(in the formula 6, R6 and R 7 and p are the same as those defined above in connection with the formula 5, respec- 
tively); 

-Ar- 7 
(in the formula 7, Ar represents an aromatic residue having 6 to 32 carbon atoms); 




(in the formula 8, R 4 is the same as that defined above in connection with the general formula 3). 

The thermoplastic resin-coated ammonium polyphosphate as set forth in claim 1 or 2 wherein the thermoplastic 
resin is used in an amount ranging from 1 to 40 parts by weight per 100 parts by weight of the core material. 

The thermoplastic resin-coated ammonium polyphosphate as set forth in claim 2 or 3 wherein the monomer repre- 
sented by the general formula 1 is a conjugated diene monomer or a non-conjugated diene monomer, which has 
two polymerizable double bonds. 

The thermoplastic resin-coated ammonium polyphosphate as set forth in any one of claims 1 to 4 wherein the core 
material is ammonium polyphosphate covered with or encapsulated in a thermosetting resin. 

The thermoplastic resin-coated ammonium polyphosphate as set forth in claim 5 wherein the thermosetting resin 
is at least one member selected from the group consisting of melamine resins, modified melamine resins, guan- 
amine resins, epoxy resins, phenolic resins, urethane resins, urea resins and silicone resins. 
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7. The thermoplastic resin-coated ammonium polyphosphate as set forth in any one of claims 1 to 4 wherein the core 
material is ammonium polyphosphate covered or modified with a melamine monomer. 

8. The thermoplastic resin-coated ammonium polyphosphate as set forth in any one of claims 1 to 4 wherein the core 
material is surface-treated ammonium polyphosphate obtained by adhering, adsorbing or absorbing a surface- 
treating agent on or to the surface of ammonium polyphosphate. 

9. The thermoplastic resin-coated ammonium polyphosphate as set forth in claim 5 wherein the surface-treating 
agent is at least one member selected from the group consisting of saturated or unsaturated fatty acids having 6 to 
25 carbon atoms, metal salts of saturated or unsaturated fatty acids having 6 to 25 carbon atoms, silane coupling 
agents, titanate coupling agents, aluminate coupling agents, anionic surfactants, cationic surfactants, nonionic sur- 
factants, amphoteric surfactants and fluorine atom-containing surfactants. 

10. The thermoplastic resin-coated ammonium polyphosphate as set forth in any one of claims 5 to 8 wherein the 
ammonium polyphosphate has a phosphorus atom concentration ranging from 20 to 31% by weight. 

1 1 . The thermoplastic resin-coated ammonium polyphosphate as set forth in any one of claims 1 to 9 wherein it has an 
average particle size ranging from 0.1 to 50 \im. 

12. A process for producing thermoplastic resin-coated ammonium polyphosphate comprising the step of subjecting, 
to a polymerization reaction, a monomer represented by the general formula 1 and a monomer represented by the 
general formula 2 as an optional component, in the presence of a catalyst, in the presence or absence of a reaction 
solvent on the surface of a core material which comprises ammonium polyphosphate and a thermosetting resin, a 
melamine monomer or a surface-treating agent or the like. 

13. The process for producing thermoplastic resin-coated ammonium polyphosphate as set forth in claim 12 wherein 
the temperature for the polymerization of the monomers ranges from 20 to 1 50°C. 

14. The process for producing thermoplastic resin-coated ammonium polyphosphate as set forth in claim 12 or 13 
wherein it comprises the steps of introducing, into a reactor, the core material, and 0.1 to 40 parts by weight of the 
monomer of the formula 1, 0.1 to 39.9 parts by weight of the monomer of the formula 2, 0:1 to 10 parts by weight 
of the catalyst, per 1 00 parts by weight of the core material, and a reaction solvent and then reacting the monomers 
at a temperature ranging from 20 to 150°C for 0.5 to 50 hours. 

15. A flame retardant comprising, as an effective component, the thermoplastic resin-coated ammonium polyphos- 
phate as set forth in claim 1 . 
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